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© Adhesive/sealant composition and method of applying same. 

© A radiation curable single part adhesives sealant or coating composition comprising a slow cure cationic 
polymerizable polyepoxide component, a fast cure free radical polymerizable acrylic component and a 
photoinitiator being capable upon exposure to radiation of generating both a cationic species capable of initiating 
polymerization of the polyepoxide and a free radical species capable of initiating polymerization of the acrylic 

^MoS embodiment of this invention involves a method of applying an adhesive, sealant or coating 
composition to a substrate, particularly one in a remote location. 
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ADHESIVE/SEALANT COMPOSITION AND METHOD OF APPLYING SAME 



BACKGROUND OF THE INVENTION 

This invention primarily relates to the sealing of cracks and other points of leakage in underground 
5 pipes and mains, and particularly gas mains, and sealant compositions for use therein. It also relates to a 
novel method of applying sealant compositions to gas mains and other underground pipelines However the 
principles and novel adhesive, sealant or coating compositions disclosed hereinafter may well find utility m 
other adhesive, sealant or coating applications. 

The in situ sealing of leaks in gas mains and other underground pipelines presents major problems in 
io an area where demand is growing rapidly due to the deterioration of such pipelines, which, in many places 
such as the United Kingdom and the United States, have been in place and in use for many years. Over 
that time the pipes, which are mainly cast iron pipes, have become porous or have cracked for a variety of 
reasons such as age. corrosion, subsidence of surrounding soil, and the passage of heavy trucks and other 
vehicles over roads under which the underground pipes are buried. Moreover, the scale of the problem can 
,s be so huge that the digging up and replacement of the old and broken mains becomes an economic 
impossibility, and in many cases where, for example, the pipeline passes under a bu.ld.ng. also a phys.cal 

'^viou^methods and compositions have been used and proposed in the past for the in situ repair of 
underground pipelines. Such methods, in general include using either injection or spraying sealant material 

2 o inside the pipeline at the point of fracture, or a fogging technique in which a sealant t is induced into the 
pipeline as a fog or mist, the suspended droplets of which deposrt on the made of the pipeline to seal any 
cracks or fissures therein, or to seal any corroded or porous sections of the pipeline. 

Where the pipeline is accessible, other methods have involved exposmg the pipeline and either 
replacing the broken or porous section with a new section, or. where that is not possible or economical. 

25 applying a sealant coating, e.g. a polyurethane coating, around the extenor of the p.pe. 

An alternative method, used particularly on relatively small diameter pipebnes such as ttose supplying 
gas to domestic premises, is to feed a new. smaller diameter, flexible plastics pipe through the gas main 
which then simply acts as a conduit to accommodate the smaller diameter plastics replacement pipeline 
Tnside *e preToU existing pipeline. In such a method, the gas supply Is to the i**"*^ 

30 pipeline. raLr than to the existing, broken, cracked or corroded pipeline. Th.s method of 
pipeline inside the old is a quick, easy and inexpensive method of repair, but 
because of the reduced capacity of the inserted, smaller diameter pipeline, as compared wrth that of the 

^^erof sealant materials for sealing the inside of underground pipelines such as gas mains, have 
been proposed, including both one part and two part compositions. By two part composition «meant a 
sealan° composition comprising two components, usually monomer and .nrtiator or cunng , agente u whch 
have to be mixed before application, or possibly mixed in situ on the inside of the pipeline. As two part 
sealant compositions for sealing leaks and fractures in underground pipelines, a vanety of different 
impositions have been proposed, including two part polyester compositions, two part epoxy compos 
<o STpS acrylic compositions, and two part polyurethanes. Such two part composes however posse s a 
commVn disadvantage arising from the fact that they have to be premixed before application, which m um 
Sauces ^variety of other problems. These problems include premature setting or gelation, making such 
X to the injection site if premixed at a remote location, and difficult to ^pray or 
inject often for the very opposite reasons, namely inadequate viscosity or too prolonged a setting time. 
45 AdZZy. the Zo part compositions mainly used as sealants for underground pipelines, namely two- 
part epoxT and two-part polyurethanes. have additional disadvantages. The epoxy *J 
curing.^ and exhibit relatively poor adhesion. Two part polyurethanes possess greater 
cure more quickly, but their adhesion to poorly prepared surfaces, such as exist in underground pipelines, 
noi good JTn^ moTeover. the hydrolytic durability of polyurethanes. i.e. their ability to resist hydroiytic 
50 attack in moist environments, is suspect. 

One part sealant compositions. e.g.. anaerobics. are not subject to problems ansing out of the need to 
oremix the components before use. but exhibit their own application problems and limitations 
P ^ ulSeTIlA curing resins are known and have been extensively used as UV-curable coatings 
«d tamtnd as UV-curSle inks in the printing industry. The majority of UV-curing systems are toed 
oTaSc nrcnomers capable of undergoing polymerization by a free radical mechanism, and which contain 
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^.oinaiaw .Loan* an aromatic ketone such as benzophenone. capable of generating free radicals by a 
SSEtfon upon exposure of the composition to UV light or electron beam 
S.1S21^ genSly^V viable as tWn layer coatings, since in thicker coatings 

m «n^isTd usinTi a photoinitiato" a compound, usually an onium compound, capable of producing a 
^mUL ^n^suVe to UV or electron beam radiation, to initiate the polymerization process. 
^Z^m ^r^ maJsylL. such cationic UV-systems have the advantage that cure 

continued irradiation, thus achieving an in-depth ^jlj^ 
wNch is not obtainable in other systems. In many sealing or coating applications, present ataoUV <* 
»j£ T^am curing) Jems based on cationically por.merizable ^ l^i- 
disadvantage that the rate of cure is slow, giving rise to relatively long gel and cure times. This is 
JSS5« ' ■» many sealing and coating applications, and would render such compos,ton^ough 
other w y ays. useless as sealants for sealing leaks in underground P^^erapW 
gelling is necessary in order to retain the sealant composition either on the inner walls of tt* P-pe _ after 
Zn^ttmMwMch is the usual and preferred method of application in such ctrcumstances). or m the 
^r^S^SJ ini^on of the sealant thereon if an injection, rather than spraying, technique ,s 

"'^The interest in UV-curable systems, particularly with onium type photoinitiators. has led to a variety of 
photocurS I compositions. In u!s. Pat. No. 4.090.936 (issued May 23 1978 to ■ 
denable liquid composition is disclosed which is useful as plating and etching res.sts and which composes 

P^rTepo^ 

«" * carbony. type compound to give a t ~ an 

rpo^Thy^ -onium or sulfonium complex .* 

^'v^tte above noted as well as other disclosures have shown a number of different photocurable 
cJ^ZZSZZ *ere still is the need for a single part, multi component sealant or coating 
^rS LIo different cure rates as well as suitable rheology and other proper.es to perm* it to 
be used in applications such as the sealing of leaking gas lines. 



SUMMARY OF THE INVENTION 

" The present invention provides a radiation curable adhesive, sealant or '^^P^.^.^ 

Son curable Ration of this *£« ^^T^^^^^o, 
polymerizable polyepoxide ^ ^ s clp^e upon exposure "radiation treatment of 

^Sri'SSSS po,yLi f o^of the po.epo.de monomer and a 

common ZTSEL particulariy one in a remote ttZg&Ztt 
a radiation curable composition, as described above, and irradiating the compositor, either immeaat y 
before or after application thereto to initiate the cure. 

DETAILED DESCRIPTION OF THE INVENTION 

^ nf the Dresent invention, novel radiation curable single or one part 

In accordance with one aspect of tne present nrvwiuv , cationically 
adhesive, sealant or coating compositions are provided composing a *Jdol«a slow cure cau y 
polymerizabto polyepoxide monomer and (b) a fast ^1^— 
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part, two component system has an initial low viscosity which enables pumping over long distances, e.g., 
through narrow and flexible pipes and hoses followed by a rapid increase in viscosity when irradiation is 
initiated to give a viscous but sprayable coating or sealant which continues to cure or harden slowly after 
removal of the radiation source. 

5 By using the novel single part compositions of this invention having both a slow cure and a fast cure 
component, a different approach to the application of sealant compositions to underground pipelines to seal 
cracks and fissures or other points of leakage therefrom, is provided. Not only that, but the principles and 
compositions herein disclosed can be applied in a variety of other circumstances and substrates, where it 
might be desirable to provide or prepare a flowable sealant composition at one location, transport the 

io composition to a second location by feeding through an appropriate supply conduit, adjust the rheology of 
the sealant composition at that second location to provide a curable sealant composition having a desired 
rheology permitting the application of that composition to a substrate, e.g. by injection or spraying. 

The method of this invention is equally applicable to the application of curable adhesive compositions at 
a remote location and using similar one part, curable compositions, but formulated as an adhesive rather 

15 than merely as a sealant, i.e. as a composition providing adhesive bonding between two superimposed 
surfaces, although to a large extent such formulations will be identical. Whether the composition is to be 
described as a sealant or adhesive depends upon the circumstances under which the composition is used, 
for example, merely to fill a crack or fissure, or the pores of an otherwise porous structure, in which case 
the composition may be regarded strictly as a sealant, as no adhesion is involved beyond the mere 

20 adhesion of the composition to the substrate sufficient to keep the sealant in place, or to provide adhesive 
bonding between two superimposed surfaces. In practice, the terms "sealant" and "adhesive" are often 
used synonymously to describe the same composition. That being so, the compositions used in accordance 
with the present invention will be referred to herein as "adhesives" and/or "sealants", it being understood 
that the terms are used to cover both compositions formulated for their crack or fissure filling or sealing 

25 ability and compositions formulated primarily as adhesives. 

The compositions of this invention may also be used in the bonding/sealing of substrates where at least 
one of the substrates is transparent to the initiating radiation or to radiation opaque substrates where 
irradiation of the composition is made prior to the application onto the substrates. Additionally, since the 
compositions of the invention have low viscosity before irradiation, they may be easily pumped over large 

30 distances and thus have the advantage of reducing back-pressure when pumping is required. The pumped 
material can be irradiated either prior to or after application to achieve the desired on-part viscosity. It is 
also easier to meter or measure the amount of material being pumped into the system. 

Because the adhesive/sealant composition of this invention is adaptable in allowing viscosity and other 
rheology characteristics to be changed when and where required upon irradiation, its useful application is 

35 extensive. For example, applications requiring coverage of large areas can readily be made since the 
applied material is inert and will only react after irradiation is initiated. 

The invention is based on the recognition that upon exposure to radiation (UV, electron beam, or 
possibly even, in some cases, irradiation with visible light) the photoinitiators used, particularly the onium 
compounds, decompose not only to produce a cationic species capable of initiating the cationic polymeriza- 

40 tion process, but also free radical species capable of initiating a free radical polymerization process. Now 
since the free radical polymerization process is much faster than the cationic process, the presence in the 
system of a proportion of, preferably acrylate monomers capable of undergoing rapid free radical 
polymerization, initiates rapid gelling of the otherwise slow curing cationic system. 

The polyepoxide slow cure component which is employed in this invention may be any cationically 

45 polymerizable organic compound which contains at least two epoxy groups. These are conventional, well 
known compounds which may be substituted or unsubstituted, aliphatic, cycloaliphatic, aromatic or 
heterocyclic polyepoxides. The polyepoxides which are used may be terminally or internally situated on the 
molecules and may include a mixture of one or more of the above described types. 

The polyepoxides that are especially useful are the diepoxides and especially the cycloaliphatic 

so diepoxides such as those prepared by the epoxidation of cycloolefins with peracids, particularly peracetic 
acid. Compounds of this type include 3.4-epoxycyddhexylmethyl 3,4-epoxycyclohexane carboxylate; vinyl 
cyclohexane dioxide; bis(3,4-epoxycyclohexylmethyl) adipate and epoxycyclohexyl-spiro-epoxycyclohexane 
dioxide. Another group of polyepoxides that are useful are the glycidyl polyethers of polyhydric phenols and 
polyhydric alcohols which are derived from the reaction of an epihalohydrin, e.g epichlorohydrin with a 

55 polyhydric phenol or polyhydric alcohol. Examples of the polyhydric phenols include 2,2-bis(4-hydrox- 
yphenyl) propane (or "bisphenol A" as it is commonly known); resorcinol; hydroquinone; 4,4 -dihydroxyben- 
zophenone; 1,1-bis(4«hydroxyphenyl) ethane; and 2,2-bis(4-hydroxyphenyl) butane. The polyhydric alcohols 
used in preparing the polyepoxides include glycerine, ethylene glycol, diethylene glycol, propylene glycol, 
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hexanediol. trimethylolpropane and pentaerythritol. 

Another group of polyepoxides that may be used are the epoxy novolaks wh.ch are epoxy phenol- 
formaldehyde resins, typically prepared from reacting epichlorohydrin with a phenol-formaldehyde res.n. 

Preferred epoxy resins are the cycloaliphatic diepoxides and the bisphenol A type diepoxides, 
especially the glycidyl polyethers. The particularly preferred epoxy components are 3 .4 -epoxy cyclohexyl- 
methyl 3,4-epoxycyclohexane carboxylate and the diglycidyl ether of bisphenol A 

The above described polyepoxides are typical epoxy compounds and others known in the art may also 
be used including those described in U.S. Pat Nos. 4.608,404 and 4.692.272. in the »" H ^ok o 
Thermoset Plastics" edited by Sidney H. Goodman. 1986. pp. 132-141 and in "Encyclopedia of Polymer 
Science and Engineering". Vol. 6, 1 986. pp. 322-338. 

The free radical polymerizable fast cure component of the adhesive, sealant or coating composition ot 
this invention is an acrylic or substituted acrylic monomer(s). These monomers which include both the 
acrylic and methacrylic counterparts can be represented by the following formula: 

( CH 8 - C - C004-RP R'„ (0 £ . .. 

where R is H or CH 3 . R is a mono - or polyvalent organic group, m is an integer of 1 or more depending 
on the nature of the R group and n is an integer of 1 or more. Particulariy preferred are the monofunchonal 

acrylates where m is 1. L . ~ 

Typical monomers of this type are the monofunctional acrylate and methacrylate esters and tne 
hydroxy, amide, alkoxy. cyano. chloro and silane substituted derivatives thereof. Such monomers mclude 
methyl acrylate. methyl methacrylate. ethyl acrylate. hydroxyethyl methacrylate. hydroxypropyl aery ate. 
hydroxypropyl methacrylate. polypropylene glycol methacrylate. butyl acrylate. n-octyl acrylate 2-ettiyl- 
hexyl acrylate. decyl methacrylate. dodecylmethacrylate. cyclohexyl methacrylate. tert butylmetnacrylate, 
acrylamide. N-methylolacrylamide. diacetone acrylamide. N-tert butyl acrylamide. N-butoxy acrylam.de. 2- 
ethoxy ethyl methacrylate. gamma-methacryloxypropyl trimethoxy silane. 2-cyanoethyl acrylate. 3- 
cvanopropyl acrylate; tetrahydrofufuryl chloroacrylate. glycidyl acrylate. etc. 

Another group of monomers of the type (I) are those derived from dihydric polyhydnc alcohols such as 
the glycols and glycerols. Illustrative monomers of this type include ethylene glycol diacrylate, etiiylene 
glycol dimethylacrylate. polyethylene glycol diacrylate. diethylene glycol dimethacrylate. trimethylol pro- 
pane trimethacrylate. pentaerythritol triacrylate and other polyether di- and poly- acrylates and 

m6t Shef class of polymerizable monomers of this type are the esters derived from dicarboxylic 
acid/anhydride, dihydric alcohol and acrylic/methacrylic acid. Typical monomers of this class ^e. for 
example, dimethacrylate of bis(ethylene glycol) maleate. dimethacrylate of bis(d.ethylene g yco pMhala e. 
dimethacrylate of bis(tetraethylene glycol) phthalate. dimethacrylate of bis(tetraethylene glycol) sebac*te 
dimethacrytate of bis(tetraethylene glycol) maleate and the diacrylates and chloroacrylates correspondmg to 

said dimethacrylates, etc. , , . „„ ot _ 

Another group of monomers of the general type (I) are the isocyanate-hydroxyacrylate or Kocyanate- 
aminoacrylate reaction products which may be characterized as acrylate terminated polyurethanes and 
polyureides or polyureas. Still another group of representative monomers of this type are the mono- and 
polyacrylate esters of bisphenol type compounds, such as the diacrylate and dimethacrylate esters of 
bisphenol A and of 4.4 -bis-hydroxyethoxy-bisphenol A Afin on73 

The monomers of the type (I) which are useful herein, are further desenbed in U.S. Pat. No. 4.602.073 
issued July 22. 1986. These monomers are polymerizable monomers having one or more acrylic or 
substituted acrylic groups as a common, unifying characteristic, and for convenience may be genencally 
termed acrylic and substituted acrylic monomers. 

Especially useful acrylic monomers are the alkyl and cydoalkyl acrylates and methacrylates having 1 to 
18. preferably 1 to 6 carbon atoms in the ester moiety and particularly those containing polar hydroxyl. 
ether (i.e. polyoxyalkylene). cyano and chloro groups. ranilirar i 

In preparing these curable compositions, it is within the scope of the present .nvention that the required 
acrylic monomer may be a mixture of acrylic monomers rather than a single acrylic monomer and there 
may also be utilized in combination therewith, other non-acrylic. ethylenically unsaturated copolymenzable 
comonomers such as unsaturated hydrocarbons, unsaturated esters and etoers v.nyl estersj and \9m ^ 
Typical optional comonomers include: vinyl acetate, methyl vinyl ether, methyl vrnyl ketone, poly (ethylene 
maleate). allyl alcohol, allyl acetate. 1-octene. styrene. etc. 

The photoinitiator used in the compositions of this invention are compounds capable of generating both 
a cationic species and a free radical species upon exposure to radiation so as to 

both the slow cure, epoxy monomers and the fast cure, acrylic monomer. Compounds of th.s type .nclude 
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the onium and metailocene salts. More particularly, useful photoinitiators are the onium salts of Group Va. 
Group Via and Group Vila and iron-arene complexes. While any of the noted photoinitiators that generate 
both a cationic species and a free radical species may be used, the preferred photoinitiator compounds are 
aromatic sulfonium, aromatic iodonium and the iron-arene complexes and especially preferred are the 
5 aromatic sulfonium and iron-arene complexes. 

The aromatic sulfonium compounds which are particularly preferred are the triarylsutfonium salts and 
complexes thereof. Compounds of this type have the general formula: 

Ar 

U - 

Ar — S X 
I 

Ar 

15 where Ar is an aryl group and X is an anion such as BF* ~ PF6 ~ AsFe " SbFs " and CIO* It is noted 
that while the above formula discloses triaryl substituted groups, other compounds or complexes having at 
least one SAra group are included. Typical compounds of this type are: 



20 



25 




and 



30 



35 




The triarytsulfonium salts and complexes thereof as described above, are known compounds and have 
been disclosed and described in articles by J. V. Crrvello et al. entitled "Complex Triarylsulfonium Salt 
40 Photoinitiators, I and II" in J. Polymer Science: Polymer Chemistry Edition, Vol. 18, pp. 2677-2695 and 
2697-2714, 1980 and in "UV-Curing: Science and Technology", edited by S. P. Pappas et al, Vol. I and II, 
Technology Marketing Corp., 1978 and 1985. 

The aromatic iodonium compounds which are particularly preferred are the diaryllodonium salts and 
complexes thereof. Compounds of this type have the general formula: 

45 

Ar— 1^- Ar 

50 

where Ar is an aryl group and X is an anion. Compounds of this type are known and have been disclosed in 
U.S. Pat No. 4,026,705 and in S. P. Pappas et al., cited above. 

The iron-arene complexes useful as photoinitiators are rhixed arene cyclopentadienyl metal salts of 
complex metalhalide anions and have the following general formula: 
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I 

Ar 

where Ar is an aryl or fused group of 2 or more aryl groups and X is an anion. Compounds of this type 
have been disclosed in K. Meier et a!. "Photoinrtiated Cationic Polymerization of Epoxides with Iron-Arene 
Complexes" in J. Radiation Curing, Oct 1986, pp. 28-32 and in Vol. II of S. P. Pappas et a!., cited above. 

Photoinitiators of the types described above have also been disclosed in U.S. Pat. No. 4,173,476 which 
shows triarylsulfonium complex salts; U.S. Pat Nos. 4,069,056 and 4,175,973 which show aromatic onium 
salts of Group Va elements; US. Pat Nos. 4,058,400 and 4,058,401 which describe aromatic onium salts of 
Group Via elements and U.S. Pat Nos. 4,090,936 and 4,256,828 which show aromatic sulfonium and 
aromatic iodonium complex salts. 

The radiation curable composition of the invention will generally contain at least 50%, more particularly 
about 50 to 95% and preferably about 60 to 80% by weight of the epoxy monomer. The fast cure acrylic 
component will comprise from about 5 to 35% and preferably about 5 to 25% by weight of the composition. 
The photoinitiator will comprise an effective amount, more particularly about 0.1 to 10% and preferably 
about 0.1 to 5% by weight of the composition. 

Other additives or modifiers may be included as the radiation curable adhesive, sealant or coating 
composition, if desired. Reactive diluents which are low viscosity materials such as ethers, epoxies, hydroxy 
compounds and polyols may be used. Typical reactive diluents are butanediol divinyl ether, diethylene 
glycol divinyl ether, triethylene glycol divinyl ether, butyl glycidyl ether, butanediol diglycidyl ether and 
limonene dioxide (dipentene dioxide). Non- reactive diluents such as solvents and plasticizers, e.g. ethylene 
glycol, diethylene glycol and other mono and polyglycols may also be used. 

Toughening agents may be added to the composition of this invention and include low molecular weight 
elastomers or rubber such as polybutadiene, polyisoprene, styrene/butadiene or acrylonitrile/butadiene 
copolymers containing terminal reactive groups, e.g vinyl or substituted vinyl, -COOH, -NH 2 , - SO2CI, etc., 
i.e. Hycar (registered trademark of B. F. Goodrich Co.) products, chlorosulfonated polyethylene e.g. Hypalon 
(registered trademark of E. I. duPont de Nemours & Co.) products, and caprolactum based polyols. 

Other additives or modifiers which are conventionally used such as fillers, dye stuffs, surfactants and 
plasticizers may be added to the composition in amounts of up to about 50% by weight if desired. 

Activation of the photoinitiator to initiate cure of the composition of this invention is made through 
exposure to any source of radiation emitting electromagnetic waves. This would include ultraviolet light, 
visible light (sunlight), electron beam, x-rays and infrared radiation. While the high energy forms of radiation 
typically mentioned above, may be used, exposure to ultraviolet radiation is highly satisfactory and 
preferred as the radiation source. The exposure to radiation normally required is usually of short duration, 
e.g. 60 seconds or less and will depend on the intensity of the radiation and the thickness of the sealant or 
coating desired. Longer exposure periods may in some case be desirable, but usually periods of up to 30 
seconds will be sufficient. 

In certain situations it may be desirable to add an activator or sensitizer and oxidant along with the 
photoinitiator to aid in the initiation of the cure upon exposure to radiation. This, for example, may be 
desired when the radiation source is in the ultraviolet range just outside or at the extreme of the range 
needed for a particular photoinitiator or in the case of a ferrocene type photoinitiator wherein the use of an 
oxidant, such as a hydroperoxide, places it in an oxidized state leading to faster photodecomposition. 
Typical activators and sensitizers which are useful include aromatic tertiary amines and aromatic polycyclic 
compounds having three or more fused benzene rings, e.g. triphenylamine, 2-ethyl-9 f 10-dimethoxyanth- 
racene, anthracene, 9-methylanthracene, rubrine, perylene and tetraphenyl benzedine. The amounts of 
activator, sensitizer and oxidant which can be used is generally a small effective amount and is included as 
part of the amount of photoinitiator noted earlier. That is, the photoinitiator or photoinitiator system includes 
the photoinitator salt complex itself plus optional activator, sensitizer and oxidant, as a total package in 
effective amounts, particularly about 0.1 to 10% and preferably about 0.1 to 5% by weight of the 
composition. 

The curing of the adhesive, sealant or coating composition is initiated by exposure to the radiation 
source and will continue after the source is removed. The use of thermal energy during or after exposure to 
the radiation source will generally accelerate the curing reaction and may be desirable, if conditions permit. 

In applying the adhesive, sealant or coating compositions to a substrate, they may be applied by 



EP 0 393 407 A1 



10 



conventional coating or injection techniques followed by irradiation to initiate the cure. When applied as 
sealants to underground gas mains and other pipelines, for which purpose such compositions have been 
specifically designed, they may be applied by conventional spin spraying or injection techniques using 
either preformed mixtures or separate component feeds to a common spray mixing or injection nozzle of 
the type currently used in the application of two part sealant compositions. e.g. two part epoxies or two part 

polyurethanes. .. . 

However, it is a particular feature of the compositions of the present invention that they are essentially 
designed as one part compositions. More than that, they are designed for spray and injection procedures, 
particularly in underground gas mains and other pipelines, as well as other circumstances and applications, 
wherein the liquid sealant composition is fed through a feed line to a spray or injection apparatus at a 
remote location. e.g. inside a gas main. At this point, the rheology of the composition is altered prior to the 
injection or spraying process in order to match the rheology of the sprayed or injected composition more 
closely either to the requirements of the spray or injection equipment itself, or the the requirement of the 
sprayed or injected composition itself during or immediately after the injection or spraying process. e.g. the 
is requirement for rapid gellation or initial setting of the sprayed or injected composition. 

In accordance with the present invention this is achieved by irradiating the composition immediately 
before spraying or injection, rather than after, so that the Initial gelling, caused by the more rapid free 
radical polymerization process, takes place as the composition is sprayed or injected. Such initial gelling 
can be brought about quite simply by incorporating into the feed line, immediately upstream of the spray or 
injection equipment, a section that is translucent to the initiating radiation, whether it be ultraviolet light, 
visible light, or electron beam, and irradiating the sealant composition as it passes through that section, 
thereby to initiate the curing process before, rather than after, application. Alternatively, of course, where 
circumstances permit the cure can be initiated in the more conventional way by post-irradiation of the 
injected or sprayed composition. . 

Thus, in a very specific aspect, the present invention comprises a method of sealing leaks in 
underground gas mains and other pipelines, which comprises feeding to a spray or injection apparatus 
located in the pipeline adjacent the area to be sealed, a premixed radiation-curable sealant composition of 
the type described herein, exposing that composition to radiation to initiate the cure thereof at said location 
immediately upstream of the spray or injection apparatus, spraying the cure-initiated composition onto the 
so interior wall of the pipeline in the region of the leakage, or injecting the cure-initiated composition, as the 
case may be. into the point of leakage in said wall, and allowing the sealant composition to complete the 

curing process in situ. t 

The following examples are further illustrative of this invention and are not intended to be construeo as 
limitations thereof. In the examples, all parts or percents (%) are by weight, unless otherwise noted. 
35 The following apparatus and test methods were used in the examples. 
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Apparatus: 

The radiation source used was a 400w DR HONLE UVASPOT 400^ lamp. A filter was used to control 
wavelength at 295 nm+ and the sample was irradiated at a distance of 20 cm. from the right source. The 
UV-A intensity at this distance was 30 mW/cm 2 



45 Set time: 



50 



55 



Time taken for initially low viscosity liquid formulation to partially gel on a steel test piece and not 
slump when held vertically. The liquid samples were applied to the steel piece by pipette and then 
irradiated for the minimum time to achieve a "set" film. 



Adhesion: 



Subjective test of the samples were taken after irradiation and then post curing by heating at tOO°C to 
ensure complete polymerization. The sample coating was tested by scraping/chiselling with a sharp steel 
rod (screwdriver). 
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Flexibility: 

Subjective test, after cure as outlined in adhesion above, by bending the steel 
and looking for signs of cracking. 



test piece through 180° 



EXAMPLE I 



10 The following formulated compositions were irradiated using the UV radiation source described above 
and were tested to determine the set time as described above and measure the depth of cure. 
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Sample A 



K 126* 

Limonene dioxide 
HPMA _ 

PPGMA J 4 
Hycar VTBNX 5 1300x23 
Dow PER 331 
K185 B ? 
Irgacure 261 
CHP* 

Anthracene 

Set time (seconds) 

Depth of cure (max., mm,) 



1 3,4-epoxycyclohexyl -3' .A'-epoxycyclohexane. carboxylate 




45 



2 HPHA - hydroxypropyl methacrylate 

3 PPGMA - polypropylene glycol monomethacrylate 



Sample B 



46.0% 


45.5% 


10.0 


10.0 


15.0 


15.0 


15.0 


14.75 


5.0 


5.0 


5.0 


5.0 


4.0 






2.0 




2.5 




0.25 


15 


10 


1-2 


10 



50 
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O 

ii 



4 CH, - CH-l!-0-CH 2 -CH-CH 2 - 0 — C -J- (OHj— CH - CH - CHj-5 



cih -no 



i 



-O — CH.— CH — CH 2 — 0 — C— CH - CH 2 



C — 0 — CH 2 - 



OH 
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CH 2 CH— 0 C ^) 0' 

0 CH, 



-<^-CH 2 
O 



70 



15 



20 




s + pf; 



cuntene hydroperoxide 



25 



EXAMPLE II 



30 



The following formulated compositions were irradiated as in Example I ans tested to determine set time, 
flexibility and adhesion in accordance with procedures described above. 
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Sample C 


Sample D 


K126 1 


35.25% 


44.61% 


HPMA 2 


5.0 


6.33 


PPGMA 3 


15.0 


18.99 


Rapicure DVE3 4 


5.0 


6.33 


Limonene dioxide 


15,0 


18.99 


Hycar VTBNX 1300X23 5 


20.0 




Irgacure261 6 


2.0 


2.0 


CHP 7 


2.5 


2.5 


Anthracene 


0.25 


0.25 


Set time (seconds) 


15 


10 


Rexibility 


Good 


Poor 


Adhesion 


Good 


Good 


1 , 2, 3, 5, 6, 7 are described in Example I 
3-triethylene glycol diviny! ether 
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EXAMPLE III 

The following formulated compositions were irradiated as in Example I and tested to determine set time, 

10 
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flexibility and adhesion in accordance with procedures described above. 
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Sample E 


Sample F 


Sample G 


K 126 


on oco/ 
OU~cD /o 


OK 95% 


OK OKO/ 
<LO«CO fO 


riapicure uvc3 * 


IU.U 


10 0 


10.0 


Limonene dioxide 


m n 


15 n 

1 o.u 


is n 


unu A3 


5 n 


10 0 

IV*. U 


5.0 


rrvalVIA 


15 n 

1 O.U 


15 0 


20.0 


Hycar vtdNa i ouuAdo - ' 




on n 

cv.U 


20 0 


Irgacure 261 6 


2.0 


2.0 


2.0 


CHP 7 


2.5 


2.5 


2.5 


Anthracene 


0.25 


0.25 


0.25 


Set time (seconds) 


20 


30 


30 


Rexibility 


Good 


Average 


Good 


Adhesion 


Good 


Good 


Average 


1, 3, 4, 5. 6, 7 are described in Example I 



2 Methylene glycol divinyl ether 
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Claims 

1. A single part radiation curable adhesive, sealant or coating composition containing a slow cure 
component, a fast cure component and a single photoinitiator, the slow and fast cure components are 
polymerizable by different reactions which proceed at two different rates and the photoinitiator is capable 
upon exposure to a radiation source of initiating polymerization of both the slow and fast cure components. 

2. The composition of Claim 1 wherein the slow cure component comprises a cationically polymerizable 
polyepoxide monomer, the fast cure component comprises a free radical polymerizable acrylic or substi- 
tuted acrylic monomer and the photoinitiator comprises a compound capable upon exposure to a radiation 
source of generating both a cationic species capable of initiating polymerization of the polyepoxide 
monomer and a free radical species capable of initiating polymerization of the acrylic monomer. 

3. The composition of Claim 2 wherein the photoinitiator is an onium salt compound or a metallocene. 
4 The composition of Claim 3 wherein the acrylic component is an ester of the formula: 

f 

(CH 2 - C -COCH-RT-Rn 

where R is H or CH 3| R # is a mono- or polyvalent organic group, m is an integer of 1 or more depending on 
the nature of the R' group and n is an integer of 1 or more. 

5. The composition of Claim 4 wherein the photoinitiator is an aromatic sulfonium compound, an 
aromatic iodonium compound or an iron-arene complex. 

6. .The composition of Clam 5 wherein m in the acrylic component is 1 and the polyepoxide is a 
diepoxide. 

7. The composition of Claim 6 wherein the polyepoxide component is present in an amount of from 
about 50 to 95% by weight and the acrylic component is present in an amount of from about 5 to 35% by 
weight 

8. The composition of Claim 5 whereas the polyepoxide component is a cycloaliphatic diepoxide or a 
glycidyl polyether of polyhydric phenols and polyhydric alcohols. 

9. The composition of Claim 7 whereas the acrylic component is an alkyt or cycloalkyl acrylate or 
methacrylate having 1 to 6 carbons in the ester moiety. 

10. The composition of Claim 9, wherein the photoinitiator is a triarysulfonium salt complex or an iron- 
arene complex. 

11. The composition of Claim 10 which additionally contains a reactive diluent. 

12. The composition of Claim 10 which additionally contains a toughening agent. 

13. A method of applying an adhesive, sealant or coating composition to a substrate which comprises 
applying to the substrate a radiation curable composition according to Claim 1 and irradiating the 
composition either immediately before or after application thereby to initiate the cure. 
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14. A method of applying an adhesive, sealant or coating composition to a substrate which comprises 
applying to the substrate a radiation curable composition according to Claim 2 and irradiating the 
composition either immediately before or after application thereby to initiate the cure. 

15. The method of Claim 14 wherein the photoinitiator is an onium salt compound or a metallocene, the 
5 polyepoxide component is a diepoxide and the acrylic component is an ester of the formula: 

R 
I 

(CH 2 -C -COO-Hnr-Rn 

where R is H or CH 3| R is a mono- or polyvalent organic group, m is an integer of 1 or more depending on 
the nature of the r' group and n is an integer of 1 or more. 
io 16. The method of Claim 15 wherein m in the acrylic component is 1, the polyepoxide component is 
present in an amount of from about 50 to 95% by weight and the acrylic component is present in an 
amount of from about 5 to 35% by weight. 

17. The method of Claim 16 wherein the photoinitiator is a triarylsulf onium salt complex, a dia- 
ryliodonium salt complex or an iron-arene complex, the polyepoxide component is a cycloaliphatic 

75 diepoxide or a glycidyl pdlyether of polyhydric phenols and polyhydric alcohols, and the acrylic component 
is an alkyl or cycloalkyl acryiate or methacrylate having 1 to 6 carbon atoms in the ester moiety. 

18. The method of Claim 14, whereas the sealant or coating composition is applied to the substrate at a 
remote location which comprises feeding the uncured composition to that location, and initiating the cure of 
the composition by exposure to an initiating radiation at that location immediately prior to the application of 

20 the composition to the substrate. 

19. The method of Claim 18 wherein the photoinitiator is an onium salt compound or a metailocene, the 
polyepoxide component is a diepoxide and the acrylic component is an ester of the formula: 

R 

(CH 2 -C -COO) m R„ 

25 where R is CH 3 , R is a mono- or polyvalent organic group, m is an integer of 1 or more depending on tne 
nature of the R' group and n is an integer of 1 or more. 

20. The method of Claim 19 wherein the photoinitiator is a triarylsulfonium salt complex, a dia- 
ryliodonium salt complex or an iron-arene complex, the polyepoxide component is a cycloaliphatic 
diepoxide or a glycidyl polyether of polyhydric phenols and polyhydric alcohols, and the acrylic component 

30 is an alkyl or cycloalkyl acryiate or methacrylate having 1 to 6 carbon atoms as the ester moiety. 

21. The method of Claim 20 wherein m in the acrylic component is 1, the polyepoxide component is 
present in an amount of from about 50 to 95% by weight and the acrylic component is present in an 
amount of from about 5 to 35% by weight 

22. The method of Claim 18, as applied to the sealing of leaks in an underground pipeline, wherein the 
35 uncured composition is fed to an applicator means positioned in the underground pipeline in the region of 

the leak and operable to apply the composition to the internal wall of the pipeline in the region of the leak, 
or to inject the composition into the leaking portion of the pipeline, exposed to an initiating radiation 
immediately upstream of the applicator means, applying or injecting the cure-initiated composition to. or 
into, the internal wall of the pipeline in the region of the leak, and allowing the applied composition to 
40 complete its cure in situ. 

23. The method of Claim 22 wherein the photoinitiator is an onium salt compound or a metallocene. tne 
polyepoxide component is a diepoxide and the acrylic component is an ester of the formula: 



t 

(CH. - C— COO}— R' 



where R is H or CH 3 . R is a mono- or polyvalent organic group, m is an integer of 1 or more depending on 
the nature of the R' group and n is an integer of 1 or more. 

24. The method of Claim 23, wherein the photoinitiator is a triarylsulfonium salt complex, a dia- 
ryliodonium salt complex or an iron-arene complex, the polyepoxide component is a cycloaliphatic 
diepoxide or a glycidyl polyether of polyhydric phenol and polyhydric alcohols, and the acrylic component 
is an alkyl or cycloalkyl acryiate or methacrylate having t to 6 carbon atoms in the ester moiety. 

25. The method of Claim 24 wherein m in the acrylic component is 1. the polyepoxide component is 
present in an amount of from about 50 to 95% by weight and the acrylic component is present in an 
amount of from about 5 to 35% by weight. _ . 

26. The method of Claim 25 wherein the cure-initiated composition is applied to the intenor of the 
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pipeline by spin spraying. 

27. The method of Claim 25, wherein the underground pipeline is a gas main. 

Claims for the following Contracting State: ES 

5 

1. A method of applying an adhesive, sealant or coating composition to a substrate which comprises 
applying to the substrate a single part radiation curable adhesive, sealant or coating composition containing 
a slow cure component, a fast cure component and a single photoinitiator, the slow and fast cure 
components are polymerizable by different reactions which proceed at two different rates and the 

io photoinitiator is capable upon exposure to a radiation source of initiating polymerization of both the slow 
and fast cure components and irradiating the composition either immediately before or after application 
thereby to initiate the cure. 

2. The method of Claim 1, wherein the slow cure component comprises a cationically polymerizable 
polyepoxide monomer, the fast cure component comprises a free radical polymerizable acrylic or substi- 

15 tuted acrylic monomer and the photoinitiator comprises a compound capable upon exposure to a radiation 
source of generating both a cationic species capable of initiating polymerization of the polyepoxide 
monomer and a free radical species capable of initiating polymerization of the acrylic monomer. 

3. The method of Claim 2 wherein the photoinitiator is an onium salt compound or a metallocene. 

4. The method of Claim 3 wherein the acrylic component is an ester of the formula: 
R 

(CH 2 - C - COO-^ R ft 

where R is H or CH 3 , r' is a mono- or polyvalent organic group, m is an integer of 1 or more depending on 
the nature of the r' group and n is an integer of 1 or more. 

5. The method of Claim 4 wherein the photoinitiator is an aromatic sulfonium compound, an aromatic 
25 iodonium compound or an iron-arene complex. 

6. The method of Claim 5 wherein m in the acrylic component is 1 and the polyepoxide is a diepoxide. 

7. The method of Claim 6 wherein the polyepoxide component is present in an amount of from about 50 
to 95% by weight and the acrylic component is present in an amount of from about 5 to 35% by weight 

8. The method of Claim 5 whereas the polyepoxide component is a cycloaliphatic diepoxide or a 
30 glycidyl polyether of polyhydric phenols and polyhydric alcohols. 

9. The method of Claim 7 whereas the acrylic component is an alkyl or cycloalkyl acrylate or 
methacrylate having 1 to 6 carbons in the ester moiety. 

10. The method of Claim 9 wherein the photoinitiator is a triarysulfonium salt complex or an iron-arene 
complex. 

35 11. The method of Claim 10 which additionally contains a reactive diluent 

12. The composition of Claim 10 which additionally contains a toughening agent. 

13. The method of Claim 2 wherein the photoinitiator is an onium salt compound or a metallocene, the 
polyepoxide component is a diepoxide and the acrylic component is an ester of the formula: 

I 

40 (CH 2 - C - COCW-jfi- R n 

where R is H or CH 3 , R is a mono- or polyvalent organic group, m is an integer of 1 or more depending on 
the nature of the R' group and n is an integer of 1 or more. 

14. The method of Claim 13 wherein m in the acrylic component is 1, the polyepoxide component is 
present in an amount of from about 50 to 95% by weight and the acrylic component is present in an 

45 amount of from about 5 to 35% by weight. 

15. The method of Claim 14 wherein the photoinitiator is a triarylsulfonium salt complex, a dia- 
ryliodonium salt complex or an iron-arene complex, the polyepoxide component is a cycloaliphatic 
diepoxide or a glycidyl polyether of polyhydric phenols and polyhydric alcohols, and the acrylic component 
is an alkyl or cycloalkyl acrylate or methacrylate having 1 to 6 carbon atoms in the ester moiety. 

so 16. The method of Claim 2 , whereas the sealant or coating composition is applied to the substrate at a 
remote location which comprises feeding the uncured composition to that location, and initiating the cure of 
the composition by exposure to an initiating radiation at that location immediately prior to the application of 
the composition to the substrate. 

17. The method of Claim 16 wherein the photoinitiator is an onium salt compound or a metallocene, the 
55 polyepoxide component is a diepoxide and the acrylic component is an ester of the formula: 
R 

(CH 2 -C -COO) m R n 

where R is CH 3 , R is a mono- or polyvalent organic group, m is an integer of 1 or more depending on the 
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nature of the R group and n is an integer of 1 or more. 

18. The method of Claim 17 wherein the photoinitiator is a triarylsulfonium salt comptex, a dia- 
rvliodonium salt complex or an iron-arene complex, the polyepoxide component is a cydoaliphatc 
£Zr Hlyddyf polyether of po.yhydric pheno.s and polyhydric alcohols, and *e acrylte component 
s is an alkyl or cycloalkyl acryiate or methacrylate having 1 to 6 carbon atoms as the ester moiety. 

19 The method of Claim 18 wherein m in the acrylic component is 1. the polyepox.de component is 
present in an amount of from about 50 to 95% by weight and the acrylic component is present in an 
amount of from about 5 to 35% by weight. . . .. 

20 The method of Claim 16, as applied to the sealing of leaks .n an underground pipeline, wherein the 
,o uncured composition is fed to an applicator means positioned in the underground pipeline in the region of 

the leak and operable to apply the composition to the internal wall of the p.pel.ne in the region of the leak, 
or to inject the composition into the leaking portion of the pipeline, exposed to an initiating radiation 
immediately upstream of the applicator means, applying or injecting the cure-initiated composition to. or 
into, the internal wall of the pipeline in the region of the leak, and allowing the applied composition to 

75 complete its cure in situ. , . 

21 The method of Claim 20 wherein the photoinitiator is an onium salt compound or a metallocene. the 
polyepoxide component is a diepoxide and the acrylic component is an ester of the formula: 



20 



R 

/ i 
(CH 2 - C— COO^ R' n 



where R is H or CH 3 . R is a mono- or polyvalent organic group, m is an integer of 1 or more depending on 

25 the nature of the R group and n is an integer of 1 or more. 

22 The method of claim 21. wherein the photoinitiator Is a triarylsulfonium salt complex, a d.a- 
ryliodonium salt complex or an iron-arene complex, the polyepoxide component is a cyctoal^phatic 
diepoxide or a glycidyl polyether of polyhydric phenol and polyhydric alcohols, and the acrylic component 
is an alkyl or cycloalkyl acryiate or methacrylate having 1 to 6 carbon atoms in the ester moiety. 

*> 23 The method of claim 22 wherein m in the acrylic component is 1. the polyepoxide component .s 
present in an amount of from about 50 to 95% by weight and the acrylic component is present in an 
amount of from about 5 to 35% by weight . 

24. The method of Claim 23 wherein the cure-initiated composition is applied to the interior of the 

pipeline by spin spraying. . 
as 25. The method of Claim 23. wherein the underground pipeline is a gas main. 
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